methyl lithium. In contrast, t-butyl lithium did not give the expected ketone but added to the ring carbon ortho to the carbonyl group to give, after oxidation in the air, the hindered lactone Scheme S1.
18 in 14% yield as the only isolated product (Scheme S1). Protonation of the initial addition product, rather than oxidation, is disfavoured by the strain this would bring to the lactone ring.
The structure of the product was confirmed by X-ray crystallography and is shown in Fig. S1 .
Steric pressure between the t-butyl and lactone groups has displaced the groups apart from their expected positions S1 by (1.5-2 o ) so that the two shortest O---H-C contacts between the carbonyl and t-butyl groups are 2.42 Å. Reaction of sec-butyl-lithium with lactone 10 gave a mixture of the ring-opened ketone 17 and the ortho substitution product S1.
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Figure S1. Molecular structures of the hindered lactone 18 (top left), one of the two crystallographically unique molecules of the lactol 19 formed from 18 with methyl lithium (top right), and the crystal packing arrangement for lactol 19 (bottom) in which four molecules are linked together by hydrogen bonds.
The ortho t-butyl substituted lactone 18 reacted with methyl lithium to give the lactol 19 in 75% yield, rather than the corresponding ring opened methyl ketone 20. The 13 C NMR shows a resonance at δ C : 114.5 for the hemi-ketal carbon, and no carbonyl resonance is observed. The product's structure was confirmed by X-ray crystallography (Fig. S1) ; by adopting the lactol structure rather than the ring-opened ketone, steric pressure with the t-butyl group is reduced. There are two crystallographically unique molecules of 18, one of which has a disordered t-butyl group, though the overall molecular geometries are very similar. In the ordered molecule the t-butyl group is oriented so that two methyl groups lie to either side of the lactone. In both molecules the t-butyl group is bent away in-plane from the lactol by 4.9 and 5.1 o , and the lactol is compressed so that the exocyclic angle at the naphthalene skeleton is widened to 136.0 o and 136.2 o . There is an anomeric effect between the exocyclic OH group S4 and the ring C-O bond, so that the C-OH bond is shortened to 1.394-1.399 Å, the ring O-C bond is lengthened to 1.480-1.485 Å, and the C(aryl)-C-CH 3 angles at the anomeric centres are widened to 119. 4 and 116.3 o to reduce the steric interaction between t-butyl and methyl groups.
In the crystal structure four molecules of lactol 18 are organised in a square by hydrogen bonding between the hydroxyl groups ( Fig. S1 ).
Experimental.
General. Solution NMR spectra were measured on a Jeol ECLIPSE 400 spectrometer at 400
MHz for 1 H and at 100.6 MHz for 13 (6-C), 124.2 (8-C), 123.2 (7-C), 111.7 (4-C), 110.9 (2-C).
Reaction of Naphth-1-ol with 1-,1-,3-,3-Tetramethylguanidine. (5-C), 123.8 (6-C), 118.1 (7-C), 108.1 (2-C), 103.7 (4-C). 
128.0 (5-C), 125.6 (8a-C), 124.4 (6-C), 120.9 (7-C), 111.3 (4-C), 108.7 (2-C), 39. 134.0 (7-C), 129. 1, 127.6, 124.0, 121.5, ), 114.9 (2-C), 47.0 (2'-C), 27.1 (3'-C), 149.5, 132.4, 129.1, 128.2, 128.1, 128.0, 120.5, 117.3, 105 .8 (Ar-C 9 ), 36.3 (2'-C), 30.2 (3'-C), 20.8 (2'-CH 3 ), 12.1 (4'-C). (C=O), 1620, 1577, 1522, 1438, 1346, 1292, 1257, 1189, 1165, 1142, 1091, 946, 821, 790 . (5-C), 128.2 (8a-C), 124.2 (6-C), 117.1 (7-C), 110.7 (2-C), 109.0 (4-C), 33.6 (CH 3 ). br, 1687 (C=O), 1604, 1567, 1528, 1437, 1345, 1255, 1223, 1186, 1062, 1001, 808, 781, 750 . Knoevenagel product 21 (30 mg) was dissolved in THF (4 ml) and the solution treated with sodium hydride (60% dispersion in oil, ca. 4 mg) until the solution turned from yellow to colourless. After stirring for a further 5 min., the solution was evaporated in vacuo. CD 3 CN (1 ml) was added, the solution filtered, and the NMR spectra recorded. 2930, 1644, 1598, 1557, 1471, 1401, 1342, 1219, 1182, 1129 146.7, 132.6, ), 130.1 (7'-C), 129.4 (4'-C), 121.8 (3'-C), 114.6 (5'-,6'-C), 110.8 (1-C), 99.9 (8'-C), 86.1 (2'-C), 45.8 (DABCO-H + : 6 x NCH 2 ), 36.8 (3-,5-C), 22.2 (4-C); ν max /cm -1 3044, 2938, 2882, 2471, 1619, 1593, 1488, 1460, 1372 ; HRMS ( The fused oxepine 27 (20 mg) was dissolved in THF (4 ml) and the solution treated with sodium hydride (60% dispersion in oil, ca. 4 mg) until the solution turned from yellow to colourless.
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Ethyl (E)-2-cyano-3-(8'-hydroxynaphthalen-1'-yl)propenoate, 22.
After stirring for a further 5 min., the solution was evaporated in vacuo. Figure S2 . Packing diagram for the phenyl ketone 9 (top left), hydrogen bonding in the crystal structure of methyl ketone 11 (top right), arrangement of the four unique cations and four unique anions into hydrogen bonded square motifs for TMG-H + . 12, with two motifs involving pairs of one unique cation and anion, and one involving two unique cations and anions (middle and bottom) S20 Figure S3 : Molecular structure of 17.DMAP (top) and its crystal packing arrangement (bottom). Figure S4 : Molecular structures of Knoevenagel products 22 (top left) and 23 (top right), their crystal packing arrangements showing hydrogen bonding between OH groups and nitriles (middle) and hydrogen bonding in crystal structure of the Knoevenagel product 24 (bottom).
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Calculations.
To identify open and closed minima of the anions of 23 and 24, the closed form of each was optimised using B3LYP/6-31++g ( 
